General Aspects and Materials
Reagents and materials were of the highest commercially available grade and used without further purification. Reactions were monitored by thin layer chromatography using Merck silica gel 60 F254 aluminium sheets. Visualization of the compounds was achieved by UV or KMnO 4 . Flash chromatography and plug filtrations were performed using Fluka silica gel 60 (particle size 0.040 -0.063 mm, 200 -400 mesh). Solvents for extraction and chromatography were of technical quality and distilled before use. 1 H and 13 C NMR spectra were recorded on a Varian Mercury-VX 300, a Bruker AV 300 (300 MHz/75 MHz), a Bruker DRX 400, a Bruker AV III 400 (400 MHz/100 MHz) or a Bruker AV III 600 (600 MHz/150 MHz). All spectra were recorded at 25 °C, unless stated otherwise. Chemical shifts (δ) are reported in parts per million (ppm) relative to the signal of tetramethylsilane (TMS) using the residual solvent signals. SFC analyses were performed on an analytical SFC with a diode array detector ACQUITY-UPLC-PDA from Waters using chiral columns (Trefoil, AS, AD, IA, Whelk, IC, OD, OJ) (150 mm x 30 mm) from Daicel or Waters under the reported conditions. High-resolution electron ionization (HR-EI) mass spectra were measured on a Waters Micromass AutoSpec Ultima spectrometer. A Bruker maXis (UHR-TOF) was used for high-resolution electrospray ionisation (HR-ESI) mass spectrometry. High-resolution MALDI spectra were acquired on a Bruker solariX 94 (ESI/MALDI-FT-ICR) and a Bruker Ultra-Flex II (MALDI-TOF) spectrometer.
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Synthesis and Analytical Data of Peptides A-K
General Protocols for Solid Phase Peptide Synthesis
Peptides were prepared on solid phase using Rink Amide resin. The general protocol for Fmoc/tBu peptide synthesis was followed according to the general procedures below.
General procedure for peptide couplings: iPr 2 NEt (6 equiv.) was added to a solution of FmocXxx-OH (3 equiv.) and HATU (3 equiv.) in DMF. The solution of the activated amino acid (≈ 100 mM) was added to the amino-functionalized resin, preswollen in CH 2 Cl 2 and the mixture was agitated for 1 h before washing with DMF (3 ×) and CH 2 Cl 2 (3 ×).
General procedure for Fmoc-deprotections: A solution of 20% piperidine in DMF was added to the resin (preswollen in CH 2 Cl 2 ) and the reaction mixture was agitated for 10 min, drained and the piperidine treatment was repeated for 10 min. Finally the resin was washed with DMF (3 ×) and CH 2 Cl 2 (3 ×). The couplings as well as the deprotections were monitored by qualitative Kaiser (primary amines), [1] and chloranil tests (secondary amines). 
Analytical Data of Peptides A-K
TFA·H-D-Pro-Pro-Glu-NH 2 (A):
The peptide was synthesized according to the general procedures for solid phase peptide synthesis. The analytical data are in agreement with previously published data.
[3]
TFA·H-D-Pro-Pro-Aad-NH 2 (B):
TFA·H-D-Pro-Pro-Asp-NH 2 (C):
S4
TFA·H D-Pro-Pro-Gln-NH 2 (D): The peptide was synthesized according to the general procedures for solid phase peptide synthesis. The analytical data are in agreement with previously published data. [4] TFA·H-D-Pro-Pro-Arg-NH 2 (E): The peptide was synthesized according to the general procedures for solid phase peptide synthesis. As expected for Pro-Pro containing peptides, coexistence of the trans and cis configured amide bond was observed in the NMR spectra.
Only the signals of the trans conformer are given. 
TFA·H-D-Pro-Pro-Thr-NH 2 (G):
The peptide was synthesized according to the general procedures for solid phase peptide synthesis. As expected for Pro-Pro containing peptides, coexistence of the trans and cis configured amide bond was observed in the NMR spectra.
TFA·H-D-Pro-Pro-Tyr-NH 2 (H):
The peptide was synthesized according to the general procedures for solid phase peptide synthesis. As expected for Pro-Pro containing peptides, coexistence of the trans and cis configured amide bond was observed in the NMR spectra. Only the signals of the trans conformer are given. 
TFA·H-Pro-D-Pro-D-(4-NO
TFA·H-D-Pro-Pro-Trp-NH 2 (J):
TFA·H-D-Pro-Pro-His-NH 2 (K):
Analytical Data of the γ,γ-Dicyanoacetophenones
General Procedure
H-D-Pro-Pro-Glu-NH 2 (0.2 equiv., 20 µmol) was added to a solution of acetophenone (5 equiv., 500 µmol, 58.6 µl) and dicyanostyrene (1 equiv., 100 µmol, 15.4 mg) in methanol (400 µl). The reaction mixture was stirred for 3 d and the product was purified by flash column chromatography (hexane/ethyl acetate).
S6 (S)-2-(3-Oxo-1,3-diphenylpropyl)malononitrile
Yield = 85%. The analytical data are in accordance with previously published data. 
